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PROCESS FOR REDUCING SELENIUM AND
MERCURY FROM AQUEOUS SOLUTIONS

BACKGROUND OF THE INVENTION

1. Field of the Invention

The present 1nvention relates to a process for removing,
impurities from the effluent produced during the washing of
the hot gases generated during a sulfide concentrate roasting
process, an apparatus for performing the process, and a plant
utilizing the process. More particularly, the invention relates
to a process of removing mercury and selenium 1mpurities
from a weak acid solution by precipitating them using
sodium sulfide and sodium dithionite, respectively. The
precipitates are then filtered from the effluent, which 1s then
substantially free of 1mpurities.

2. Description of the Related Art

During the roasting of sulfide concentrates, such as zinc
or copper, the sulfur dioxide generated by heating the calcine
1s treated 1n an acid plant to be converted to the sulturic acid
end product. The sulphur dioxide gas produced m the
roasting section 1s scrubbed to remove traces of volatile
impurities such as selenium and mercury. These impurities
are removed 1n an acidic solution, which may be reused for
the scrubbing operation several times until the concentra-
fions of selenium, mercury, and sulfuric acid 1n the solution
reach levels too high for further recycling. Typically, at this
point the solution 1s neutralized, the solids are removed and
stored mm a holding pond, and the effluent 1s returned to
waterways. Due to increased environmental concerns, a
need has developed for a process that will enable acid plants
to remove additional selentum and mercury from the acidic
solution before the neutralization step, thereby reducing the
amounts of these impurities released 1nto the environment.

It 1s known 1n the art to wash hot gases produced in
various industrial processes to remove contaminants such as
selenium and mercury. In U.S. Pat. No. 3,966,889, selenium
1s absorbed by an alkali metal sulfite or bisulfite from hot
cgas. The gas 1s then cooled and humidified, and 1s filtered
through a glass fiber {filter to remove any remaining sele-
nium. The selentum may then be recovered from the absorb-
ing solution by precipitating with SO, as a reducing agent,
and allowing the reaction mixture to stand for 3—5 hours at
50-90° C. This is followed by another filtration step to
remove the precipitate from the solution.

In U.S. Pat. No. 3,677,696 hot gases containing mercury
are washed with sulfuric acid at 70-250° C. Mercury and
selenium may be found in the wash liquid, but no further
process 1s described to remove these contaminants from the
wash liquids.

In US. Pat. No. 4,579,726 hot gases are cooled and
scrubbed with a sulfuric acid mist to separate mercury from
the hot gases 1n the form of sulfatized mercury. The mist
containing the sulfatized mercury 1s then separated from the
hot gases, but no method for further removing the mercury
from the maist 1s disclosed.

Methods of removing selenium and mercury from aque-
ous solutions produced in industrial processes are also
known. U.S. Pat. No. 3,695,838 discloses a method of
precipitating mercury from solution using H,S gas, or 1n the
alternative, by reduction with metals such as zinc,
aluminum, and 1ron, or by reducing with a low molecular
welght aldehyde.

In U.S. Pat. No. 3,577,216 selenium 1s recovered to be

reused as a catalyst in organic oxidation reactions by using
an oxide, hydroxide, or metal salt to precipitate the selenium
from an acidic solution as a metallic selenite.
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In U.S. Pat. No. 3,933,635 selenium 1s precipitated from
an acidic solution using powdered zinc, aluminum or 1ron at
a temperature of 25-85° C., at pH 1-4, for 1-10 minutes.

In U.S. Pat. No. 3,959,097 trace amounts of selenium are
precipitated from an acidic solution using a metal hydroxide
in the presence of a sulfide at 85° C. or greater, under a
pressure of 160 psig or greater.

U.S. Pat. No. 5,200,082 teaches a process of removing,
selenium from an acidic solution by filtering the solution,
heating 1t, adding powdered 1ron in the presence of elemen-
tal sulfur as a reducing agent, agitating the mixture, and
oxidizing the solution with continued agitation. This results
in precipitation of the selenium from the solution.

U.S. Pat. No. 4,330,508 discloses a process of removing,
selenium from an acidic copper sulfate solution by passing
the solution through a tubular member m a plug tflow
manner, and injecting SO, or a sulfite solution (which may
be sodium sulfite or sodium hydrogen sulfite). This process
normally does not allow enough selentum to be removed to
produce copper by electrowinning that is free of selentum
contamination. The 508 patent also discloses that selenium
may be precipitated using sodium sulfite as a reductant at
atmospheric pressure.

U.S. Pat. No. 4,377,556 teaches removal of selenium from
acidic copper sulfate solution by reacting the solution with
a stoichiometric excess of SO, or sulfite at a temperature of
at least 140° C., and then passing oxygen into the solution
to oxidize all dissolved cuprous 10ns to cupric 10ns, reducing
the likelihood that copper will precipitate from solution
when 1t 1s cooled. The selenium reducing sulfite may include
bisulfite and pyrosuliite 10ns.

The above-described methods have several
disadvantages, including the use of costly powdered metals
as reducing agents, difficulty in reducing the amount of
selenium and mercury 1n solution to acceptably low levels,
and the expense of providing equipment capable of carrying
out the reactions, particularly where the reactions require the
use of high temperatures and pressures. These methods can
also present significant hazards due to the possibility of
1gniting volatile selenium hydride and arsenic hydride gases.

It 1s desirable to develop a process for removing selenium
and mercury from solutions produced during the roasting of
sulfide concentrates to produce sulfuric acid, or during any
other industrial process, that 1s easy to perform, cost-
cliective, and prevents further environmental damage due to
contamination of waterways with selenium and mercury.
None of the above-mentioned techniques addresses a
method of removing mercury and selenium from acidic
solutions using sodium sulfide to remove the mercury, or
sodium dithionite (also known as sodium hydrosulphite) to
remove selenium, as are disclosed 1n the present invention.

SUMMARY OF THE INVENTION

It 1s an object of the invention to create an apparatus for
removing volatile impurities from a weak acid solution. A
calcine filtering unit removes calcine from the weak acid
solution. A sodium sulfide mixing unit is used to precipitate
mercury from the solution, and a sodium dithionite mixing
unit 1s used to precipitate selenium from the solution. A
mercury and selenium filtering unit 1s then used to filter the
precipitated mercury and selenium from the weak acid
solution.

To this end, one aspect of the present 1nvention comprises
an apparatus for removing metal 1mpurities from a weak
acid solution. The sodium sulfide mixing unit removes
mercury from the solution. The sodium dithionite mixing
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unit removes selentum from the solution, one or more
filtering units filter out the solid mercury and selenium.

In another aspect of the present invention, an apparatus
for removing selenium 1mpurities from a weak acid solution
comprises a sodium dithionite mixing reactor to solidify the
selenium 1n the solution and a filter to filter the solid
selenium from the solution.

According to another aspect of the present invention, a
treatment plant for removing 1mpurities from a weak acid
solution, resulting from scrubbing gases 1n production of
sulfuric acid, comprises a reactor for mixing the weak acid
solution with sodium dithionite to precipitate dissolved
selenium 1n the solution, and one or more filters to filter solid
impurities from the solution.

Yet another aspect of the present invention 1s directed to
a plant for treating a weak acid solution, formed 1n produc-
tion of sulfuric acid, that comprises a calcine recycle filter-
ing unit, a sodium sulfide mixing unit, a sodium dithionite
mixing unit, and a mercury-selenium {iltering unit.

A further aspect of the present invention 1s directed
toward a concentrated selenium cake comprising selenium
precipitated by sodium dithionite.

A still further aspect of the present invention 1s directed
toward a concentrated selenium cake comprising selenium
solids precipitated from a weak acid solution resulting from
scrubbing gases 1n production of sulfuric acid.

Another aspect of the present 1nvention 1s directed to a
process for removing impurities from a weak acid solution.
This process comprises the steps of filtering calcine to
remove calcine solids from the weak acid solution, mixing
the weak acid solution with sodium sulfide to precipitate
mercury from the weak acid solution, mixing the weak acid
solution with sodium dithionite to precipitate selenium from
the weak acid solution, and filtering mercury and selenium
solids from the weak acid solution to form a selenium-rich

cake.

An additional aspect of the present mnvention 1s directed to
a process for removing volatile impurities from a weak acid
solution. The process comprises the steps of mixing the
weak acid solution with sodium dithionite to precipitate
selenium from the weak acid solution, and filtering solids
from the weak acid solution to form a selenium rich cake.

Another aspect of the present 1invention 1s directed to a
process for treating a weak acid solution, resulting from
scrubbing gases produced i making sulfuric acid. This
process comprises the steps of mixing the weak acid solution
with sodium sulfide, mixing the weak acid solution with
sodium dithionite, and filtering the weak acid solution.

A further aspect of the present invention relates to a
process for treating a weak acid solution, resulting from
scrubbing gases produced 1n roasting sulfide concentrate to
form sulfuric acid. This process comprises the steps of
filtering calcine from the weak acid solution, mixing the
weak acid solution with sodium sulfide, mixing the weak
acid solution with sodium dithionite, filtering mercury and
selenium solids from the weak acid solution, and sending the
treated weak acid solution to effluent treatment.

An additional aspect of the present invention 1s a process
for removing selenium from an acidic scrubbing solution,
used to scrub impurities from a sulfide concentrate roasting,
gas. This process comprises the steps of treating the solution
with sodium sulfide to precipitate a first portion of the
selenium, treating the sodium sulfide treated solution with
sodium dithionite to precipitate a second portion of
selenium, and filtering the sodium dithionite treated solution

10

15

20

25

30

35

40

45

50

55

60

65

4

to produce a cake contaiming the precipitated first and
second portions of selenium.

The invention 1s described in more detaill below with
reference to the accompanying drawings.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 1s a graph comparing the effect of the addition of
varying quantities of dithionite upon the higher concentra-
tions of selenium in solution over time at 50° C.

FIG. 2 1s a graph 1llustrating the effect of the addition of
4.5 equivalents of dithionite upon the concentration of
selenium in solution at 25° C.

™

™

FIG. 3 1s a graph 1llustrating the effect of the addition of
4.5 equivalents of dithionite upon the concentration of
selenium in solution at 40° C.

FIG. 4 1s a graph comparing the effects of the addition of
4.5 equivalents of dithionite upon the concentration of
selenium 1n a solution of varying acid concentration.

FIG. § 1s a graph comparing the effect of the addition of
varying amounts of dithionite upon the redox potential of the
reaction mixture over time.

FIG. 6 1s a graph comparing the effect of varying the
temperature on the redox potential of the reaction mixture
over time.

FIG. 7 1s a graph comparing the effect of varying the acid
concentration on the redox potential of the reaction mixture
over time.

FIG. 8 1s a graph comparing the effect of the addition of
varying amounts of dithionite upon the redox potential of the
reaction mixture as a function of selenium concentration.

FIG. 9 1s a schematic drawing of one of several different
variations on the process according to the present invention
for removing impurities from a weak acid solution.

DESCRIPTION OF THE PREFERRED
EMBODIMENTS

The process of the present invention 1s comprised of a
series of several steps, as will described 1n detail below.

The first step involves filtering the weak acid produced by
scrubbing the gas released by the roasting of the sulfide
concentrate. The filtering removes the excess calcine solids
present 1n the weak acid. Mercuric selenide 1s removed
simultaneously. This step 1s optional, but 1s useful in that 1t
prevents high concentrations of calcine from entering the
mercury and selenium removal circuits during break-downs
of the roaster hot gas precipitators. The filter cake resulting
from this filtration step may contain high levels of mercury,
depending on the selenium level of the feed material, and
can either be disposed of or recycled to the roasters depend-
ing on the mercury level. If the mercury level 1s low, below
approximately 5%, recycling 1s appropriate, 1f the mercury
level 1s high, above approximately 5%, the cake should not
be recycled to prevent introduction of unacceptably high
surges of mercury into the hot gases, which may be ditficult
to remove completely. Table 1, rows 1, 4 and 7 show the
amount of volatile 1mpurities remaining after conducting
this first filtration step. A comparison with the values of
selected volatile impurities present 1n the mnitial weak acid
solution shows that some of these elements are removed, but
that unacceptably high levels of these contaminants remain
in solution.

In the second step, the weak acid solution 1s treated with
sodium sulfide to precipitate the remaining mercury from the
solution 1n the form of HgS. Some selenium 1s also precipi-
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tated during this step when the sodium sulfide 1s added, but
enough selenium can remain 1n solution that additional
freatment 1s required to reduce the amount of selenium to
acceptable levels. A slight excess of sodium sulfide 1s added
based on the amount of mercury present in the weak acid
solution, and the amount of volatile impurities present in the
roaster system. There are

5

6

presented 1 FIGS. 1-8. This information regarding
temperature, reagent concentration, and acidity may be used
to aid 1n optimizing reaction conditions within the system.

FIG. 1 illustrates the etfect of varying the amount of a
single dose of dithionite added to a weak acid solution
containing selenium at a temperature of 50° C. as a function
of time. Addition of more dithionite, measured in molar

TABLE 1

Removal of selenium and mercury using sodium sulfide and sodium dithionite.
Results of plant tests

3 4 5
1 2 lemp. H-,S0, Se
Conditions Sample Celcius g/l mg/]
1 First filtration Weak acid 17 26 13.6
2 After Na,S 54 1.9
3 Second filtration — After Dithionite 54 <0.01
4 First filtration Weak acid 13 11 29.3
5 After Na,S 50 8
6 Second filtration  After Dithionite 50 0.67
7 First filtration Weak acid 14 11 30.1
8 After Na,S 50 0.69
9 Second filtration  After Dithionite 50 <0.01

commercial mercury measuring devices that may be added
to the system to aid in controlling the sulfide addition
system. Table 1, rows 2, 5, and 8 show the amount of volatile
impurities remaining alfter precipitating impurities from the
solution usmng sodium sulfide and sodium dithionite. A
comparison with the amount of various volatile impurities
present 1n the 1nitial weak acid solution shows a significant
reduction, but the level of these contaminants 1n solution
remains unacceptably high for environmental regulation
standards.

In cases where the weak acid 1s highly diluted, which
results 1n a low acidity, metals such as copper, arsenic,
bismuth, and zinc will be precipitated with the sodium
sulfide. This situation requires use of a slight excess of
sodium sulfide above the stoichiometric requirement deter-
mined on the basis of the levels of mercury and selenium 1n
solution. The situation where the weak acid 1s highly diluted
could arise 1n response to a need to keep chlorine or fluorine
levels below critical corrosion levels, for example. High
dilution of the weak acid may also be required where the
weak acid is subject to extra direct cooling (not normally
acceptable). Poor precipitator operation may also require
extra dilution of solids from scrubbing towers. These devia-
tions 1n dilution are usually of a short term nature, and do not
affect the quality of solution leaving the process if minor
corrections are made to the reagent additions.

Step three consists of the addition of sodium dithionite to
the solution to cause the precipitation of the remaining
selenium 1n the solution. The amount of sodium dithionite to
be added may be controlled by using a feed forward esti-
mation of the remaining selentum after the sodium sulfide
precipitation. As an alternative, the possibility of controlling
the amount of sodium dithionite to be added with a com-
mercial redox potential meter 1s envisioned as an embodi-
ment of the present invention. The sodium dithionite can be
added either 1n a solution form or as solid to the aqueous
stream. Table 1, rows 3, 6, and 9 show that a further
reduction of impurities 1s obtained after conducting this step
in the treatment process.

Further analysis and experimentation with respect to the
variables involved 1n controlling the reaction of the third
step of the process according to the present mmvention are

6
/n

mg/]

324
330
329
290
283
281
279
271
270
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7 8 9 10 11 12 13 14 15

Cd Cu As Bl Hg Fe Pb Te Tl
mg/l mg/l mg/l mg/l mg/l mg/l mg/l mg/l mg/l
45 23 84 006 <001 104 53 0.06  0.06
44 034 74 <001 <001 103 56 <0.01 0.04
4.8 <0.01 <0.1 013 <0.01 117 3.4 <0.01 <0.01
32 033 62 004 <001 958 5.2 0.03  0.09
3.1 011 54 003 <0.01 936 58 <0.01 0.08
22 <001 0776 003 <001 925 21 <0/01 <0.01
33 035 61 <001 <001 967 44 <0.01 0.12
3 0.02 37 001 <0.01 938 42 <0.01 0.13
25 <001 <0.1 <0.01 <0.01 914 0.84 <0.01 <0.01

equivalents, results in removal of more selentum from the
solution. The greater amounts of dithionite added to the
solution result not only 1n removal of more selentum from
the solution, but also a more rapid removal.

Further testing involved the effectiveness of adding a
single dose of 4.5 equivalents of dithionite to a weak acid
solution containing selenium, which 1s maintained at differ-
ent temperatures. FIGS. 2 and 3 show the effect of main-
taining the temperature of the solution at 25 and 40° C.,
respectively. The results show that higher electrolyte tem-
peratures cause an increase 1n the rate of selenium removal.
Similar results were obtained at a solution temperature of
50° C. (FIG. 1). Therefore, it appears that increased tem-
peratures have a desirable impact on the length of this
processing step. This 1s also usetul, because the temperature
of the weak acid 1n the acid processing plant environment
averages approximately 55° C., as shown in Table 2. This
temperature 1s also optimal from the standpoint of process-
ing convenience 1n the plant environment.

The effect of having varying levels of acid present 1n
solution, specifically sulfuric acid, 1s demonstrated 1n FIG.
4. Addition of a single dose of 4.5 equivalents of dithionite

to a

TABLE 2

Acid Plant 1 Acid Plant 2 Acid Plant 3

Weak acid temperature = Daily average Celcius - Period 1

Day 1 57 57 59
Day 2 57 60
Day 3 60 33
Day 4 51 51
Day 5 56 61 60
Weak acid temperature = Daily average Celcius - Period 2
Day 1 61 60 65
Day 2 60 59
Day 3 50 59
Day 4 60 59
Day 5 61 61 60

solution heated to 50° C. and having 2 ¢/ of acid results in
a slower and less effective reduction 1n selenium than when
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added to solutions having 7 or 12 g/L of acid. The removal
of selenium from these two solutions appears to be approxi-
mately the same. Table 3 shows the acidity levels of solu-
tions from three acid processing plants over time. The data
presented 1n the table show that the acid levels 1n solution
are typically high, and that 1t 1s desirable to have a reaction
that may be carried out at high acidity levels 1n order to
avold the necessity of adjusting the acid levels of the
solution before processing.

FIGS. 5-8 show changes in the redox potential of the
solution as a function of time and selenium concentration.
The dithionite present 1n solution causes a reduction 1n the
redox potential when it 1s precipitating selenium. The mea-
surement of the redox potential can therefore be used as an
indicator to ensure that the process 1s not experiencing any
mechanical or other problems.

It should be noted that when the operating conditions of
the system for removing selenium and mercury from the
weak acid solution are 1deal, 1.e. the acidity of the system 1s
high, the amount of dithionite that must be added to the
solution to achieve adequate removal of selentum and mer-
cury 1s very low, and dithionite may, at times, not be needed
depending on the desired level that 1s required by environ-
mental regulation 1n force. The ability to decrease the use of
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cipitated mercury and selenium. The resulting solution 1is
then sent for acid neutralization treatment and final high pH
polishing. Plant tests show that selenium concentrations of
approximately <0.01 to 1 mg/LL may be obtained after the
solution 1s filtered, as shown 1n Table 1, column 5.

In the fifth step of the process of the present invention, the
solids obtained from the filtration performed 1n step four are
either disposed of or are recycled to the roasters depending
on the selentum balance. With low to medium levels of hot
oas precipitator slippage, all of the solids may be collected
in one filter at the end of the selenium removal process. It 1s
essential to carefully control the transition from the operat-
ing filter to a pre-conditioned replacement filter to prevent
slippage of selentum solids during the transition. For this
reason, the final selenium filter must be restricted by as few
solids as possible to reduce the number of filter changes that
are required.

TABLE 4
To To To To To To
Zn Cd S Hg Se Pb

dithionite from the process according to the present inven- 25 First filter press residue
tion while still achieving significant removal of environ-
mental contaminants from washing and effluent solutions Month
also depends on the specific contaminants present. Some 1 296 013 370 1480 375
contaminants, such as arsenic, require the use of dithionite 2 7.6 0.23 13 16.6 30.8
for removal. The amount of dithionite that must be added to 30 3 8.2 0.24 1070 13.2 38
ciiectively remove contaminants from solution can be con- ;' Eg ggi 5'1'29 :'g'gg 3'2'33 gg'z
sidered to vary according to a spectrum: in a solution of high “ 655 026  10.34 170 180 484
acidity, with no contaminants present that cannot be 7 829 020  17.43 0.23 30.6
removed by sodium sulfide, very little or no
TABLE 3
Month O Month1l Month2 Month3 Month4 Month5 Month6 Month7 Month&8 Month9
Acidity levels: as g/l H2504
AP 1 40.3 12.5 33.0 28.8 27.2 20.8 20.8 30.5 26.8 33.3
AP 2 46.0 21.3 27.6 13.3 24.8 22.2 7.6 7.9 11.1 18.2
AP 3 30.2 34.7 24.8 17.3 14.8 20.1 12.4 15.9 12.3 18.2
Weak acid chlorine levels g/l Cl
AP 1 1.0 0.7 1.1 0.9 1.2 1.0 1.0 1.0 0.8 1.7
AP 2 3.0 1.7 1.9 1.2 1.7 1.8 1.6 1.4 1.0 1.0
AP 3 2.2 1.8 1.5 1.5 1.8 1.8 1.6 1.7 1.2 1.7
dithionite i1s required; in a solution of very low acidity, >0
sodium dithionite 1s required for removal of selenium. TABIE 4-continued
Similarly, 1n a solution that contains other contaminants 1n
addition to selenium, sodium dithionite 1s required for % % % % % %
removal of the selenium and other contaminants. An amount /n Cd > Hg S€ Pb
somewhat above the stoichiometric amount of dithionite 55 Shocial
corresponding to the amount of contaminants in solution —
may be required. 0 4.1 20 73 5
The possibility of decreasing the amount of dithionite 2 4.7 21 21.6
added to the solution provides a significant cost-benefit for Second filter press residue
plant operation. Sodium sulfide 1s a relatively mexpensive 60
reagent, while sodium dithionite 1s considerably more Month
ez:ipn?nsiive..Therefore,: the ability to decreage the use of 2 050 050 568 001 4300 36
dithionite 1n some circumstances 1s a significant benedit A 080 004 483 <001 4400 59
provided by the present invention. 5 209 056 6154 010  20.00 6.8
The fourth step of the process according to the present 65 6 404 153 41.04 0.32 18.00 7.4
invention involves filtering the weak acid solution obtained 7 4.48 1.3 29.74 5 6.64

after the precipitation steps outlined above to remove pre-
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TABLE 4-continued

%o %o %o %o %o %o
Zn Cd S Hg Se Pb
Special
3 1.03 0.4 42.6 0.015 11.7 1.47
3 1.1 30.8
3 0.2 0.071 43.1

Table 4 shows a comparison of the impurities collected in
the first and second filter cakes, collected before and after
the treatment with sodium sulfide and sodium dithionite.
This technique i1s novel in that the normally fragile
sodium dithionite reagent, which tends to break down 1n a
matter of a few seconds to sulfur dioxide and sodium sulfite
when present 1n an oxidizing solution, may be used 1n high
temperature conditions with the presence of various solids
without requiring a high stoichiometric ratio of reagent to
selenium. During the removal of the selentum and mercury,
several other metals are also removed to significantly low
levels as sulfide precipitates, including arsenic, lead,
thalllum, mndium, gallium, and copper, as shown in Table 5.
It should be noted that the quantity of reagents required 1is
related to the operation of the gas cleaning step ahead of the
scrubber circuit that produces the weak acid. The lower the
acidity of the solution, due to dilution and leaching of the
entrained dust, the more reagents are required. This 1s shown
in FIG. 4, which 1indicates that lower levels of acid result 1n
less efhicient removal of selenium from solution, and that the
final level of selenium remaining 1n solution after treatment

1s higher than for more acidic solutions.

TABLE 5
Concentration (mg/1.)
Element [nitial Final
Arsenic 6.44 <0.25
Cadmium 04 .94 12.62
Copper 14.13 <0.02
Gallium 0.69 <0.5
Indium 2.24 <1.0
Iead 3.58 <0.25
Thallium 1.17 <0.25

Although the process of the present invention employs
sodium sulfide and sodium dithionite in precipitating vola-
file 1mpurities from weak acid solutions obtained by scrub-
bing hot gases released 1n the roasting of sulfide
concentrates, 1t 1s also within the scope of the present
invention to utilize other sulfides and dithionites, including,
but not limited to sulfides and dithionites of potassium and
other alkali metals, as well as zinc hydrosulfite. Further,
although the process of the present invention 1s described 1n
the context of processing weak acid solutions on an mdus-
trial scale, 1t 1s within the scope of this invention to utilize
these techniques 1n a small-scale environment, such as for
laboratory use. This invention 1s also not limited to the
context of removing volatile impurities from acid solutions
created from scrubbing gases produced 1n the sulfide con-
centrate roasting process, and from effluents produced by
plants mmvolved 1n roasting of sulfide concentrates, but also
for removing such impurities from weak acids 1n general,
regardless of the reason for the contamination.

One mode of operating an acid processing plant 1s shown
in FIG. 9, which 1llustrates a possible layout for new acid
processing plants according to the present invention. Various
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other plant design combinations can be used according to the
present invention, and there are no limits to the possibilities
for creating more efficient acid processing plants as envi-
sioned by the present mvention. These configurations
present such options as including spare filtration units,
optional recycling of calcine recovered from an 1nitial
filtration step, use of one or more separate reactor chambers,
cither 1n series or to be used alternatively for holding the
acid after sodium sulfite and sodium dithionite have been
mixed with the acid, and use of additional filters before
passing the weak acid solution to waste water treatment. A
plant design according to the present mvention may 1ncor-
porate any or all or none of the above optional design
enhancements. A basic acid processing plant according to
the present invention includes apparatus for processing a
weak acid containing volatile impurities with sodium sulfite
and sodium dithionite, and then filtering out the resulting
precipitates.

EXAMPLE 1

In the first test, various stoichiometric amounts of sodium
dithionite were added to a filtered weak acid solution
contamning selentum. The temperature of the reaction mix-
ture was maintamed at 50° C.

Prior to each addition of dithionite to the reaction mixture,
the weak acid solution was sampled and filtered. These
solutions were analyzed for selenium content by atomic
adsorption, and for other elements by Induction Current

Plasma analysis (ICP).

A gradual, linecar decrease 1n the concentration of sele-
nium to about 4 mg/L. was noted after approximately three
times the stoichiometric amount of sodium dithionite cor-
responding to the amount of selenium present 1n the solution
had been added to the weak acid solution, as shown 1n FIG.
1. At 4.5 times the stoichiometric amount of sodium
dithionite, the selenium present 1 the weak acid 1s precipi-
tated to a value less than 1 mg/L, as shown m FIG. 1.

EXAMPLE 2

In the second test, an amount of sodium dithionite suthi-
cient to precipitate stoichiometrically all of the selenium
present 1n a filtered weak acid solution was added at half
hour intervals. The temperature of the reaction mixture was
maintained at room temperature, 25° C.

Prior to each addition of dithionite to the reaction mixture,
the weak acid solution was sampled and filtered. These
samples were analyzed for selenium content by atomic
adsorption, and for other elements by ICP. The results of this
test show that the selenium content was reduced from
approximated 50 ppm to less than 1 mg/L using about 4.5
fimes the stoichiometric amount of sodium dithionite cor-
responding to the amount of selenium present in the
solution, as shown 1n FIG. 2.

ICP analysis indicated that arsenic, copper, gallium,
indium, lead and thallium levels were reduced below detect-
able limats.

EXAMPLE 3

In the third test, one half of the amount of sodium
dithionite sufficient to precipitate stoichiometrically all of
the selenium present 1n a filtered weak acid solution was
added every 15 minutes. The temperature of the reaction
mixture was maintained at room temperature, 25° C.

Prior to each addition of dithionite to the reaction mixture,
the weak acid solution was sampled and filtered. These
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solutions were analyzed for selenium content by atomic
adsorption, and for other elements by ICP. The results of this
test show that the selenium content was reduced from
approximated 50 ppm to less than 1 mg/L using about 4.5
fimes the stoichiometric amount of sodium dithionite cor-
responding to the amount of selenium present in the
solution, as shown 1n FIG. 1.

ICP analysis indicated that arsenic, cadmium, copper,
cgallium, indium, lead and thalllum levels were reduced
below detectable limits. The concentration of cadmium
decreased from 95 mg/L to 13 mg/L during this test.

While the present mnvention has been described for what
arc presently considered the preferred embodiments, the
invention 1s not so limited. To the contrary, the invention 1s
intended to cover various modifications and equivalent
arrangements 1ncluded within the spirit and scope of the
appended claims. The scope of the following claims is to be
accorded the broadest interpretation so as to encompass all
such modifications and equivalent structures and functions.

What 1s claimed 1s:

1. A process for removing mercury and selenium impu-
rities from an acidic scrubbing solution, comprising the
steps of:

mixing the acidic scrubbing solution with sodium suliide
to precipitate mercury from the acidic scrubbing solu-
tion;

mixing the acidic scrubbing solution with sodium dithion-

ite to precipitate selenium from the acidic scrubbing
solution; and

filtering mercury and selenium solids from the acidic

scrubbing solution to form a selentum rich cake.

2. The process of claim 1, wherein the acidic scrubbing
solution 1s processed 1n a calcine filtering unit to remove
calcine solids from the acidic scrubbing solution before the
impurities are removed.

3. The process of claim 1, wherein said filtering step
utilizes multiple filtering units to filter solid impurities from
the acidic scrubbing solution.

4. The process of claim 1, wherein additional trace
clements are also precipitated from the acidic scrubbing
solution.

5. The process of claim 1, wherein the acidic scrubbing,
solution has a temperature 1n the range of approximately 10
to 80° C.

6. The process of claim 1, wherein the acidic scrubbing
solution has a pH 1n the range of approximately 1 to 6.

7. The process of claim 1, wherein the acidic scrubbing
solution contains approximately O to 50 g/L of sulfuric acid.

8. The process of claim 1, wherein the acidic scrubbing,
solution has a solid content of approximately 0 to 10 g/L.
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9. A process for removing selenium 1mpurities from an
acidic scrubbing solution comprising the steps of:

mixing the acidic scrubbing solution with sodium dithion-
ite to precipitate selenium from the acidic scrubbing
solution; and

filtering solids from the acidic scrubbing solution to form
a selenium rich cake.
10. A process for removing mercury and selenium 1mpu-

rities from an acidic scrubbing solution comprising the steps
of:

mixing the acidic scrubbing solution with sodium sulfide
to precipitate mercury and selentum from the acidic
scrubbing solution;

mixing the acidic scrubbing solution with sodium dithion-
ite to cause precipitation of selenium from the acidic
scrubbing solution; and

filtering solids from the acidic scrubbing solution.

11. A process for treating an acidic solution, resulting
from scrubbing gases produced 1n a process for preparing
sulfuric acid, to recover selenium, comprising the steps of:

mixing the acidic solution with sodium sulfide;

mixing the acidic solution with sodium dithionite to
precipitate the selenium; and

filtering the selemium from the acidic solution.

12. A process for recovering mercury and selenium from
an acidic solution, resulting from scrubbing gases produced
in roasting zinc calcine to prepare sulfuric acid, comprising
the steps of:

filtering calcine from the acidic solution;
mixing the acidic solution with sodium sulfide;

mixing the acidic solution with sodium dithionite;

filtering mercury and selenium solids from the acidic
solution; and

sending the treated acidic solution to effluent treatment.

13. A process for removing selenium from an acidic
scrubbing solution, used to scrub impurities from gas pro-
duced by roasting zinc calcine, comprising the steps of:

treating the solution with sodium sulfide to precipitate a
first portion of the selenium;

treating the sodium sulfide treated solution with sodium
dithionite to precipitate a second portion of selenium;
and

filtering the sodium dithionite treated solution to produce
a cake containing the precipitated first and second
portions of selenium.
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